Rugosal A (1) was, therefore, treated with benzoic anhydride in the usual way to get 5. However, the expected product was not yielded at all, and a small amount of 3 was produced as a benzoate. The major part of the starting materials seemed to have been dehydrated under the reaction conditions. The isolated 3, showing a mol. wt. of 370 (FD-MS, M+ 100%), gave a negative response to a peroxide detecting reagent (A^TV-dimethyl-p-phenylenediamine), 3) suggesting some rearrangement at the peroxy bridge during the esterification reaction. In addition, transformation of 1 into a hemiacetal (2) easily occurred in hot pyridine (at 80°C in a 65% yield), probably through base-catalyzed endoperoxide cleavage,40 and the hemiacetal carbon of 2 was detected at dc 101.8. Together with these facts and EI-MS detection of dehy- able to C-6-H2. The disappearance of the C-5 methine proton indicated a rearrangement of the endoperoxy bridge on 1 to yield a hemiacetal (3) . Furthermore, the result that 2 was convertible to 3 in a good yield supported structure 3 for the benzoate. A methine proton of3 (1H, d, J=4.4Hz) attributable to C-2-H was observed in a markedly lower magnetic field at Su 5.51 (by 1.84ppm from that of 2), whose deshielding effect was explicable by the benzoyloxy group. Observation of NOE between C-2-H and C-15-H3 proved that the configuration at C-2 was preserved during the rearrangement.
Since 3 was stereochemically equivalent to 5, the exciton chirality method is applicable. To exclude a presumable effect of the aldehyde chromophore on the CD spectrum, 3 was reduced with an excess amount ofNaBH4to yield the corresponding alcohol (4). The CD spectrum of4 showed an apparent positive Cotton effect at 229 nm. This positive Cotton effect, in the light of the exciton chirality method, indicated a positive chirality between the two axes of electrical transition moments.
2) The absolute configuration of the benzoate is hence represented by 3 (S at C-2) and that ofrugosal A by 1.
Experimental
Preparation of3. Rugosal A (1, 40.2mg) was treated with benzoic anhydride (56.6mg) in 2ml of triethylamine for 1 hr at 80°C. The reaction mixture was diluted with EtOAc, and successively washed twice with sat. NaCl soln. and four times with 0.2n HCl/sat. NaCl soln. The organic layer was dried over Na2SO4 and passed through a small silica gel column. The resulting solution was concentrated and subjected to preparative TLC, first in hexane- Base-catalyzed rearrangement from 1. Rugosal A (1, 9.6mg) was heated at 80°C in pyridine for 1.5hr, at which point the reaction mixture was diluted with toluene and the solvents were removed in vacuo. The major product (2, 6.2mg, in a 65% yield) was isolated by preparative TLC in 
